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(54) TiUe: PREPARATION OF SUPPORTED CATALYST SYSTEMS CONTAINING REDUCED AMOUNTS OF ALUMINOX- 
ANES 



® (57) Abstract: The present invention relates to a process for preparing a catalyst solid for olefin polymerization, comprising a finely 
divided support, an aluminoxane and a metallocene compound, which comprises: a) firstly combining the finely divided support 

^5 with the aluminoxane and subsequendy b) adding the reaction product of a metallocene compound with at least one oiganometallic 
compound to the modified support, catalyst solids obtainable by this process, catalyst systems comprising these catalyst solids, their 
use for the polymerization of olefins and a process for the polymerization of olefins. 
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Preparation of supported cataly&t systems containing reduced amounts of aluminoxanes 

The present invention relates to a process for preparing a catalyst solid for olefin polymerization, 
comprising a finely divided support, an aluminoxane and the reaction product of a metallocene 
5 compound and an organometatlic compound, catalyst solids obtainable by this process, catalyst 
systems comprising these catalyst solids, tiieir use for the polymerization of olefins and a process 
for the polymerization of olefins. 

Organometallic transition metal compounds such as metallocene complexes are of great interest 
10 as catalysts for olefin polymerization because they make it possible to synthesize polyolefins 
which are not obtainable by means of conventional Zieg/er-Natta catalysts. For example, such 
single site catalysts lead to polymers having a narrow molar mass distribution and a uniform 
Incorporation of comonomers. For these to be able to be used successfully in polymerization 
processes in the gas phase or in suspension, it is often advantageous for the metallocenes to be 
1 5 used in the form of a solid, i.e. for them to be applied to a solid support Furthermore, the 
supported catalysts should have a high productivity and lead to polymers having a good 
morphology. 

For metallocene complexes to be active as catalysts for olefin polymerization, it is necessary for 
20 them to be reacted with further compounds serving as cocatalysts. A frequentiy used class of 
cocatalysts comprises aluminoxanes such as methylaluminoxane (MAO). However, these have 
the disadvantage that they have to be used in a large excess and are also expensive. Efforts 
have therefore been made for some time to replace aluminoxanes at least parUy by less 
expensive compounds without significant adverse effects on productivity and morphology and on 
25 the polymer properties having to be accepted. 

EP-A 287 666 describes catalysts comprising metallocene compounds for olefin polymerization 
which display good polymerization activities when reduced amounts of aluminoxanes are present 
The catalysts are composed of a metallocene compound, an inorganic support, an aluminoxane 
30 and an organoaluminum compound containing hydrocarbon groups which are not n-alkyi groups, 
in the preparation of the catalyst solid, the support is firstly brought into contact witti the 
aluminoxane afte/H which the metallocene is added. The oi^anoaluminum compound is added only 
during tiie polymerization. 

35 EP-A 294 942 discloses prepolymerized catalysts comprising metallocene compounds which 
contain reduced amounts of aluminoxanes. display good polymerization activities and produce 
polymers having a good morphology. The catalysts are prepared firom an organometallic 
compound, a finely divided support, an aluminoxane and a metallocene. To prepare the catalysts, 
the support is firstiy combined with the organometallic compound and the aluminoxane after which 

40 the metallocene is added. 
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EP-A 442 725 describes catalyst solids which are obtained by an aluminoxane firstly being 
produced by reaction of water with an organoaluminum compound on a particulate support 
subsequently bringing the reaction product into contact with a further organoaluminum compound 
and then with a metallocene compound and then canying out a prepolymerization using this 
5 composition. 

EP-A 553 757 teaches that the required amount of aluminoxane can be reduced in catalyst 
systems for olefin polymerization comprising metallocene compounds with an acceptable 
reduction in activity when the catalyst system comprises an organoaluminum compound as further 
10 cocatalyst. Supported catalyst systems can be obtained by applying the cocatalyst which is 
brought into contact with the metallocene prior to the polymerization reaction to a support and 
then adding a solution of the metallocene to the supported cocatalyst 

EP-A 704 461 discloses prepolymerized catalysts which are obtained using bisindenyl- 
15 metallocenes. They are prepared by firstly reacting a finely divided support with an aluminoxane 
and subsequently adding a bisindenylmetallocene compound. A prepolymerization is 
subsequently earned out in the presence of an organoaluminum compound. 

WO 97/11775 describes supported catalyst systems in the case of which a support is firstly 
20 treated with an organometallic compound and the passivated support obtained in this way is then 
brought into contact with the reaction product of a metallocene and an aluminoxane. 

However, the catalyst systems known from the prior art have the disadvantages that the reduction 
in the amount of aluminoxane used or its partial replacement by organometallic compounds leads 
25 to not inconsiderable adverse effects on the productivity and the morphology of the polymers 
formed or the preparation of the catalyst systems is complicated since a prepolymerization of the 
catalyst solids and a series of washing steps are necessary. 

It is an object of the present invention to remedy the disadvantages mentioned and to find catalyst 
30 systems which, despite a considerably reduced aluminoxane content display a very good 
prxKluctlvity, lead to polymers having a good morphology and form no deposits in the 
polymerization reactors during the polymerization, and require no complicated process steps such 
as prepolymerization or multiple washing steps for their preparation. 

35 We have found that this object is achieved by a process for preparing a catalyst solid for olefin 
polymerization, comprising a finely divided support an aluminoxane and a metallocene 
compound, which comprises 

a) firstly combining the finely divided support with the aluminoxane and subsequently 



40 



wo 2004/055070 ^^T/£P2003/014265 



b) adding the reaction product of a metallooene compound of the formula (I), 



10 




(I) 



where 

15 

M is zirconium, hafnium or titanium, 

X are identical or different and are each, independently of one another, hydrogen 

or halogen or a group -R. -OR, -OSO2CF3. --OCOR, -SR. -NR2 or -PR2, 
20 where R is linear or branched Ci-Cao-alkyl. Cs-Czo-cycloallcyl which may bear 

one or more C,-Cio-alkyl radicals as substituents. C6-C:a,-aryl, Cy-Caralkylaryl 
or C7-C2(rarylalkyl and may contain one or more heteroatoms from groups 
13 - 17 of the Periodic Table of the Elements or one or more unsaturated 
bonds, with the two radicals X also being able to be joined I0 one another. 

25 

L is a divalent bridging group selected from the group consisting of C1-C20- 

alkylidene, Cs-Cao-cycloalkylidene, C6-C2o-aryiidene, C7-C2o-alkylarylidene and . 
C7-C2o-arylalkylidene radicals which may contain heteroatoms from groups 
1 3 - 1 7 of the Periodic Table of the Elements or Is a silylidene group having up 
30 to 5 silicon atoms, 

R^ and R^ are identical or different and are each, independently of one another, hydrogen 
or linear or branched CrC2o-alkyl or Cs-Czo-cycloalkyI which may bear one or 
more Ci-Cio-aikyi radicals as substituents, C6-C2o-aryl, C7-C4o-aikylaryl or 
35 C7-C4o-arylaIkyl and may contain one or more heteroatoms from groups 

1 3 - 1 7 of the Periodic Table of the Elements or one or more unsaturated 
bonds, 



TandT 

40 



are divalent groups of the formulae (II), (III), (IV). (V). (VI) or (VII), 
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(V) (VI) (VH) 



where 

20 

the atoms denoted by the symbols * and ** are in each case joined to the atoms of the 
compound of the formula (I) which are denoted by the same symbol, and 

and are identical or different and are each, independently of one another, hydrogen 
25 or halogen or linear or branched Ct-Czo-alkyI or Cs-Czo-cyclbalkyl which may 

bear one or more Ci-Cio-alkyI radicals as substituents, C6-C4o-^ryl, C7-C40- 
alkylaryl or C7-C4o-arylallcyl and may contain one or more heteroatoms from 
groups 13 - 17 of the Periodic Table of the Elements or one or more 
unsaturated bonds or two radicals R^ or R^ and R® are joined to one another to 
30 fomn a saturated or unsaturated C3-C20 ring, 

with at least one organometaliic compound of the formula (VIII) 

mUR^(R')s(R% (VIII) 

35 

where 



is an allcali metal, an alkaline earth metal or a metal of group 13 of the Periodic 
Table, Le. boron, aluminum, gallium, indium or thallium. 
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is hydrogen, CrCio-alkyi, Ca-Cicrcydoalkyl. Cs-Cis-aryl, alkylaryl or arylalkyi 
each having from 1 to 10 carbon atoms in the alkyi part and from 6 to 20 
carbon atoms in the aryl part, 

R® and R® are each hydrogen, halogen, d-Cio-alkyl, Cs-Cio-cycloalkyl, Ce-Cis-aryl. 

alkylaryl, arylalkyi or alkoxy each having from 1 to 10 carbon atoms in the alkyI 
part and from 6 to 20 carbon atoms in the aryl part, 



10 

and 



is an integer from 1 to 3 



s and t are integers from 0 to 2, where the sum r+s+t corresponds to the valence of 

M^ 

15 

to the modified support 

Furthermore, we have found catalyst solids obtainable by this process, catalyst systems 
comprising these catalyst solids, their use for the polymerization of olefins and a process for the 
20 polymerization of olefins. 

' The catalyst solids prepared according to the present invention are suitable for the polymerization 
of olefins and especially for the polymerization of a-olefins. I.e. hydrocarbons having terminal 
double bonds. Suitable monomers include functionalized olefinically unsaturated compounds such 

25 as ester or amide derivatives of acrylic or methacrylic acid, for example acrylates, methacrylates 
or acrylonitriles. Preference is given to nonpolar olefinlc compounds, including aryl-substituted 
a-olefins. Particulariy preferred a-olefins are linear or branched C2-Ci2-1-alkenes,*in particular . 
linear C2-Cicr1-alkenes such as ethylene, propylene, 1-butene, 1-pentene, 1-hexene, 1-heptene, 
1-octene, 1-decene or branched C2-Cio-1-alkenes such as 4-methyM-pentene, conjugated and 

30 nonconjugated dienes such as 1 ,3-butadiene, 1 ,4-hexadiene or 1 ,7-octadiene or vinylaromatic 
compounds such as styrene or substituted styrene. 

• Suitable olefins also include ones in which the double bond is part of a cyclic structure which may 
have one or more ring systems. Examples are cyclopentene, norbomene, tetracyclododecene or 
35 methylnorbornene or dienes such as 5-ethylidene-2-norbome, norbomadiene or 
ethylnorbomadiene. 

It is also possible to polymerize mbctures of two or more olefins. 
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In particular, the catalyst solids of the present invention can be used for the polymerization or 
copoiymerization of ethylene or propylene. As comonomers in the polymerization of ethylene, 
preference is given to using Ca-Ce-a-olefins, In particular 1-butene, 1-pentene, 1-hexene and/or 
1-octene. Preferred comonomers in the polymerization of propylene are etiiylene and/or 1-butene. 

5 

In the first step for preparing tiie catalyst solids of the present invention, a finely divided support is 
brought into contact wifli an aluminoxane. . 

As supports, preference is given to using organic or inorganic, inert solids. In particular, the 
10 support can be a porous support such as talc, a sheet silicate, an inorganic oxide or a finely 
divided polymer powder. 

Inorganic oxides suitable as supports may be found among tiie oddes of elements of groups 2, 3, 
4, 5, 13, 14. 15 and 16 of tiie Periodic Table of the Elements. Preference Is given to oxides or 
15 mixed oxides of tiie elements calcium, aluminum, silicon, magnesium and titanium and also 
corresponding oxide mixtures. Other inorganic oxides which can be used eiOier alone or in 
combination witii the last-mentioned oxidic supports are, for example, ZrOg or B2O3. Preferred 
oxides are silicon dioxide, in particular In the fonri of a silica gel or a pyrogenic silica, or aluminum 
oxide. A preferred mixed oxide is, for example, calcined hydrotalcite. 

20 

The support materials used preferably have a specific surface area in the range firom 10 to 
1000 m^/g, preferably from 50 to 500 m% and in particular from 200 to 400 m%, and a pore 
volume in the range from 0.1 to 6 ml/g. preferably from 0.5 to 3.5 ml/g and in particular from 0.8 to 
3.0 ml/g. The mean particle size of the finely divided supports is generally in tiie range from 1 to 
25 500 ^m, preferably from 5 to 350 ^m and in particular from 10 to 1 00 jim. 

The inorganic support can be subjected to a themnal treatinent. for example to remove adsorbed 
water. Such a drying treatment is generally earned out at from 80 to 300**C, preferably from 100 to 
200*'C. and is preferably earned out under reduced pressure and/or In an inert gas stream, for 
30 example under nitrogen or argon. The Inorganic support can also be calcined, In which case It is 
treated at from 200 to 1000**C so as to set the concentration of OH groups on Oie surface and 
possibly alter the structure of tine solid. The support can also be treated chemically using customary 
desiccants such as metal alkyls. preferably aluminum alkyls. chlorosilanes or SiCU, or else 
methylaluminoxane. Appropriate treabnent methods are described, for example, in WO 00/31090. 

35 

The inorganic support material can also be chemically modified. For example, treatment of silica 
gel with NH4SiF6 leads to fluorination of the silica gel surfiace, and treatment of silica gels witti 
sllanes containing nito-ogen-. fluorine- or sulfur-contelnlng groups gives correspondingly modified 
silica gel surfaces. 
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Further possible support materials are finely divided polymer powders, for example powders 
comprising polyolefins sucli as polyettiylene or polypropylene, or polystyrene. These are 
preferably functionalized polymer supports, e.g. supports based on polystyrenes, via whose 
functional groups, for example ammonium or hydroxyl groups, the aluminoxane can be 
immobilized. They should preferably be freed of adhering moisture, solvent residues or other 
Impurities by appropriate purification or drying operations before use. 

In the process of the present invention, preference is given to using finely divided supports which 
have functional groups on their surface. Prefen^ed functional groups are ones containing active 
hydrogen. Examples of suitable functional groups are hydroxyl groups, primary and secondary 
amino groups, mercapto groups, silanol groups, carboxyl groups, amido groups of imido groups, 
with particular preference being given to hydroxyl groups. 

As compounds of tine aluminoxane type, it is possible to use. for example, the compounds 
described in WO 00/31090. Particularly useful compounds of ttiis type are open-chain or cyclic 
aluminoxane compounds of the formula (IX) or (X) 



20 



R V 

.^10/ JL10 



R' 



-R 



.10 



(IX) 



25 



where 



^10 



(X) 



30 



j10 



is a Ci-C4-alkyl group, preferably a metiiyl or ethyl group, and 



m 



is an Integer from 5 to 30, preferably from 10 to 25. 



These oligomeric aluminoxane compounds are usually prepared by reaction of a solution of 
35 trialkylaluminum with water. In general, the oligomeric aluminoxane compounds obtained in this 
way are in tiie form of mixtures of both linear and cyclic chain molecules of various lengtiis. so 
that m Is to be regarded as a mean. The aluminoxane compounds can also be present In 
admixture witii ottier metal alkyls, preferably aluminum alkyls. 
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Furthermore, modified alunriinoxanes in which some of the hydrocarbon radicals or hydrogen 
atoms have been replaced by alkoxy. aryloxy, siloxy or amide groups can also be used in place of 
the alumlnoxane compounds of the fonnula (IX) or (X). 

5 According to the present Invention, the finely divided support and the aluminoxane can be brought 
into contact in any way. However, they are usually combined in the presence of an organic 
solvent in which the support particles are suspended! Suitable solvents include aromatic or 
aliphatic solvents, for example hexane, heptane, toluene or xylene, or halogenated hydrocartjons 
such as methylene chloride or halogenated aromatic hydrocarbons such as o-dichlorobenzene. 

10 Particular preference is given to toluene. 

The components are generally combined at from -20*C to +1 50**C, preferably from O^C to 100^C. 
The time for which the componente which have been brought into contact with one another are 
allowed to react is generally from 1 minute to 48 hours. Preference is given to reacHon times of 
15 from 10 minutes to 6 hours. 

The ratio of the amounts of support and aluminoxane used is preferably such that the aluminum 
content of the modified support is from 3 to 25% by weight, in particular from 8 to 15% by weight 

20 If a support having functional groups is used, it is usual to use such an amount of aluminoxane 
that all functional groups of the support can react with the aluminoxane. The amount of 
aluminoxane is preferably selected so that essentially the total amount of the aluminoxane used 
has reacted virtth the functional groups of the support 

25 The reaction product of finely divided support and aluminoxane can be used as such, preferably 
as a suspension, in the subsequent step b). However, the support which has been modified with 
the aluminoxane is generally dried after the support and aluminoxane have been brought into 
contact with one another. This drying is generally canied out at from 0"C to 1 0C^C, preferably 
from 20^*0 to 80*^0. under reduced pressure or preferably In a stream of nitrogen. The suspension 

30 medium is preferably separated from the aluminoxane-modified support by filtration prior to 

drying. It is also possible to remove excess aluminoxane which has not been bound to the support 
via functional groups of the support by washing one or more times prior to drying. 

The reaction product of finely divided support and aluminoxane is then, in a second step. 
35 combined with the reaction product of a metallocene compound of the formula (I) and an 
organometalllc compound of the formula (VIII). 

Among the metallocene compounds of the formula (I), particular preference is given to those in 
which M is zirconium. 

40 
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Furthermore, preference is given to metallocene compounds of the fonmula (I) in which ttie 
substituent R in the radicals X is Ci-Cio-all<yl such as methyl, ethyl, n-propyl, isopropyl. n-butyl, 
Isobutyl, sec-butyl, tert-butyl, n-pentyl. n-hexyl, n-heptyl or n-octyl or CarCaorcycloalkyl such as 
cyclopentyl or cydohexyl. Preference is also given to metallocene compounds of the fomiula (I) in 
which the two radicals X are joined to one another so as to fonri a C4-C4(rdienyl ligand, in 
particular a 1,3-dienyl ligand. or an -OR'O-. group in which the substituent R' is a divalent group 
selected from the group consisting of C,-C4(ralkylidene, Ce-C4(rarylidene. C7-C4eralkylarylidene 
and CrC4crarylalkylidene. X is particularly preferably a halogen atom or an -R or -OR group or 
the two radicals X fom\ an -OR'O- group; X is very particularly preferably chlorine or methyl. 

In preferred metallocene compounds of the formula (I), the divalent group L is a radical selected 
from the group consisting of the silylidenes -SiMe?-. -SIPhr-, -SIPhMe- and -SiMe(SiMea)- and 
the alkyHdenes -CHy-, -{CH^, -(CH2)an and -C(CH3)sr. 

15 Prefen-ed radicals R^ and R* in the metallocene compounds of the fonnula (I) are linear or 

branched Ci-Ciff-alkyl. in particular a linear Ci-C4-alkyl group such as methyl, ethyl, n-propyl or 
n-butyl or a branched C3- or C4-alkyl group such as isopropyl or tert-butyl. In a particularly 
preferred embodiment, the radicals R^ and R^ are identical and are, in particular, both methyl, 
ethyl or isopropyl. In a further particularly prefenred embodiment, R^ is a linear or branched Cr 

20 Cio-alkyl group which is unbranched in the a position, in particular a linear Ct-C4-alkyl group such 
as methyl, ethyl, n-propyl or n-butyl, and R^ is a Ci-Cio-alkyl group which is branched In the a 
positton. in partfcular a branched C3- or C4-alkyl group such as Isopropyl or tert-butyl. 

In preferred metallocene compounds of the formula (I), the radicals R^ are each hydrogen or a 
25 linear or branched Ci-Cio-alkyl group or a Ca-Cio-cycloalkyI group, in particular a linear Ci-C4-alkyl 
group such as methyl, ethyl, n-propyl or n-butyl. 

Furthermore, preference is given to metellocene compounds of the formula (I) In which R 
together with an adjacent radical R* fbnns a cyclic system. In particular a saturated 6-membered 
30 ring, or R* Is an aryl group of the fonnula (XI), 
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are identical or different and are each, independently of one anotiier, hydrogen or 
halogen or linear or branched Ci-Cao-alkyl, Cs-Cao-cycloalkyI which may bear one or 
more Ci-Cio-alkyl radicals as substituents, Ce-Czcraryl, Cr-Czcralkyla/yl or CrCzo- 
arylalkyl and may contain one or more heteroatoms from groups 13 - 17 of the Periodic 
Table of the Elements or one or more unsaturated bonds, or two radicals R^^ may be 
joined to form a saturated or unsaturated Ca-Cao ring, 
with preference being given to R^^ being a hydrogen atom, and 

Is hydrogen or halogen or linear or branched CrCzo-elkyI* Cs-Cacrcycloalkyi which may 
bear one or more Ci-Cio-alkyl radicals as substituents, Ce-Czo-aryl, Cr-Czo-alkylaryl or 
C7-C2crarylalkyl and may contain one or more heteroatoms from groups 13 - 17 of the 
Periodic Table of the Elements or one or more unsaturated bonds, 
with preference being given to R^^ being a branched alkyi group of the formula-C(R^^)3, 
where 

are identical or different and are each, independently of one another, a linear or 
branched Ci-Ce-alkyI group or two or three radicals R^^ are joined to form one or more 
ring systems. 

20 In a preferred embodiment of the present invention, at least one of the groups T and T is 

substituted by a radical R^ of the fonnula (Xl). Particular preference is given to both groups T and 
T being substituted by such a radical. Very particular preference is then given to at least one of 
the groups T and T' being a group of the formula (IV) which is substituted by a radical R^ of the 
formula (XI) and the other having either the formula (II) or (IV) and likewise being substituted by a 

25 radical R^ of the formula (VII). In particular, such metallocene compounds have the formula (XII) 
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Particularly useful metallocene compounds and processes for preparing them are described, for 
example, in WO 01/48034 and WO 03/045964. 

The metallocene compounds of the fomriula (I) are preferably used in the rac or pseudo-rac fonm; 
5 the term psuedo-rac fomn refers to complexes in which the two groups T and T are in the rac 
an^ngement relative to one another when all other substituents of the complex are disregarded. 

It is also possible to use mixtures of various metallocene compounds. 

1 0 Examples of particularly useful metallocene compounds of the fomiula (I) are 

dimethylsilanediyibi5(indenyl)zirconium dichloride, 

dlmethylsilanediylbis(tetrahydroindenyl)zirconium dichloride, 

ethylenebis(indenyl)zirconium dichloride, 

ethylenebis(tetrahydroindenyl)zirconium dichloride, 
1 5 dimethylsilanediylbis(2-methylindenyl)zirconium dichloride. 

.dimethylsilanedlylbis(2-isopropylindenyl)2irconium dichloride, 

dimethylsilanediylbis(2-tert-butylindenyl)2irconium dichloride, 

diethylsiianediylbis(2-methylindenyl)zirconium dibromide, 

dimethylsilanediylbls(2-ethylindenyl)2irconium dichloride, 
20 dimethylsilanediylbis(2-methyl-4,5-ben2indenyl)zirconium dichloride 

dimethylsilanediylbis(2-ethyl-4,5-benzindenyl)zirconium dichloride 

methylphenylsilanediylbis(2*methyl-4,5-benzindenyl)zirconium dichloride, 

methylphenylsilanediylbis(2-«thyl-4,5*benzindenyl)zirconium dichloride, 

diphenylsilanediylbis{2-methyl-4,5-ben2indenyl)zirconium dichloride. 
25 diphenylsilanediylbis(2-ethyl-4,5-ben2indenyl)2irconlum dichloride, 

diphenylsilanediylbis{2-methyiindenyl)hafnium dichloride, 

diilriethylsilanediylbis{2-methyI-4-phenylindenyl)zirconium dichloride, 

dimethylsilanediylbis(2-«thyl-4-phenylindenyl)zirconium dichloride, 

dimethyIsilanediylbis(2-methyl-4-(1-naphthyl)indenyl)zirconium dichloride, 
30 dimethylsilanediylbis(2-ethyl-4-(1-naphthyl)-indenyI)2irconium dichloride, 

dimethylsilanediylbIs(2-propyl-4-(1 -naphthyi)lndenyl)zirconium dichloride, 

.dimethylsilanediylbis(2-i-butyI-4-(1-naphthyl)indenyl)zirconium diciiloride, 

dimethyIsilanediylbls(2-propyI-4-(9-phenanthryl)indenyl)zirconium dichloride, 

dimethylsiianediylbis(2-methyl-4-isopropylindenyl)zirconium dichloride. 
35 dlmethylsilanediylbis(2,7-dimethyl-4-isopropyIindenyl)2irconium dichloride, 

dimethyIsilanediyIbis(2-methyl-4,6-diisopropylindenyl)2irconium dichloride, 

dimethylsllanediylbis{2-methyl-4-(p-trifiuoromethylphenyl)indenyl)2irconium dichloride, 

dimethylsilanediylbis(2-methyM-(3',5'-dimethylphenyl)indenyl)zirconium dichloride, 

dimethylsilanedlylbis(2-methyl-4-{4-tert-butylphenyl)lndenyl)zirconlum dichloride, 
40 diethylsilanediylbls(2-methyl-4-(4'-tert-butylphenyl)indenyl)zirconium dichloride, 
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dimethylsilanediylbis{2-ethyl-4-(4'-tert-butylphenyl)lndenyl)2ircon^ dlchloride, 
dIme%lsflanedlylbis(2-propyl-4-(4'4ert-butylphenyl)indenyl)2ircon dichloride. 
dimethylsllanedlylbis{2-Isopropyl-4-{4-tert-butylphenyl)ind dlchloride, 
dlmemylsllanediylbis(2-n-butyM-(4-tert-butylphenyl)indenyl)2lrco^ dichloride, 
5 dlmethylsilanediylbis(2-hexyM-<4'4ert-*utylphenyl)indenyl)2iix» 

dlmethylsilanediyl(2-isopropyI'4-phenylindenyl)(2-methyl-4-phenynnde dichloride, 
dimethylsilanediyl(2-isopropyl-4-(1-naphthyl)lndenyl)(2-methyl-^(1-naph . 
dichloride, 

dimethylsllanediyl(2-isopropyl-4-(4'-4ert-butylphenyl)lndenyl)(2-methyM^^ 
10 butylphenyl)indenyl)zirconium dichloride, 

dimethylsHanediyl(2HSopropyM-(4'4ert-butylphenyl)indenyl)(2-ethyl-4-(4'^^^ 
butylphenyl)lndenyl)zirconium dichloride, 

dlme%lsllanediyl(2-lsopropyl-4-^44ert-butylphenyl)indenyl)(2-methyW^ 
butylphenyl)indenyl)zlrconium dichloride, 
1 5 dlmethylsilanediyl(2-isopropyl-4-(4'4ert4>utylphenyl)indeny!)(2-methyM^ 
naphthyl)indenyl)2irconium dichloride 

ethy!ene(2-isopropyl-4-(4'-tert-butylphenyl)indenyl)(2-methyl-4-(4'-tert- 
butylphenyl)indenyl)zirconium dichloride 

dimethylsilanediyI(2-rnethyl-4-(4-tert-butylphenyl)indeny!)2-isopropyl 4-(1-naphtyl)indenyl)" 
20 zirconium dichloride, 

dimethylsilanedlyl(2-methyl-4-phenyl)-1-indenyl)(2-isopropyl-4-(4'-tert-^ 
2irconium dichloride, 

dimethylsilanedlyl(2-rnethyl-thiapentenyl)(2-lsopropyl-4-<4'-tert-but^ 
dichloride, . . 

25 dimethylsilanediyl(2Hsopropyl-4-(4'4ert-butylphenyl)indenyl)(2-methyl-4,5- 
dichloride, 

diniethyIsilanediyJ{2-rnethyI-4-(44ert-butylphenyI)indenyl)(2Hsopropyl-4-^ 
dichloride, 

dimethylsilanediyl(2-ethyM-(4'4ert-butylphenyl)indenyl)(2-isopropyl-4-phenyl)ind^ 
30 dichloride or 

and also the corespondlng dimethytelrconium, monochloromono(alkylaryloxy)2irconium and 
dl(alkylaryloxy}2irconium compounds. 

Among the organometallic compounds of the formula (VIII). preference is given to those in which 
35 is hydrogen. Ci-Cio-alkyl or Cs-Cio-cycloalkyI and and R® are each hydrogen, halogen. 
CrCio-alkyI or Ca-Cio-cycloalkyl. Particular preference is given to at least one of the radicals R^ 
R® and R® being a branched alkyi radical having from one to 10 cartoon atoms or a cycloalkyi 
radical having from 3 to 10 carbon atoms. 
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Preference is also given to organometallic compounds in which is lithium, boron, magnesium 
or aluminum, In particular aluminum. 

It is also possible to use mixtures of various organometallic compounds of the fonmuia (Vlll). 

5 

Particularly preferred organometallic compounds of the formula (Vlll) are n-butyilithium, 
n-butyl-n-octymagnesium, n-butyl-n-heptylmagnesium, triphenylaluminum, triisoprenylaluminum, 
tri-n-octylaluminum. tri-n-hexylaluminum, tri-n-butylaluminum, triisobutylaluminum, 
tri-n-propylaluminum, triisopropylalumlnum, triethylaluminum, trimethylaluminum; 
10 diisobutylaluminum hydride and trispentafluorophenylborane or mixtures thereof. 

Very particularly preferred organometallic compounds of the formula (Vlll) are 
triisobutylaluminum, diisobutylaluminum hydride or mixtures thereof. 

1 5 The reaction of the metallocene of the formula (I) and organometallic compounds of the formula 
(Vlll) usually occurs in the presence of an organic solvent in which the reaction product is partly or 
preferably completely dissolved after the reaction. Suitable solvents include aromatic or aliphatic 
solvents, for example hexane, heptane, toluene or xylene. Particular preference is given to 
heptane or toluene or mixtures thereof. 

20 

The modified support and the reaction product of metallocene and oiganometallic compound can 
be combined in any way. 

In a preferred procedure, the modified support and the reaction product of metallocene and 
25 organometallic compound are combined by passing the solution of the reaction product of 
metallocene and organometallic compound through the support in a directed flow. The 
components are then usually brought into contact with one another in a column-shaped, 
cylindrical or tubular reaction vessel which is provided with an inlet and an outlet and is filled with 
a bed of the support through which the solution of the reaction product of metallocene and 
30 organometallic compound is allowed to flow. The components are generally combined at from 
-20**C to 150**C, preferably from 0^*0 to lOO'^C. The time for which the components which have 
been brought into contact with one another are allowed to react is generally from 1 minute to 
48 hours. Preference is given to reaction times of from 10 minutes to 6 hours. Such a procedure is 
known from WO 00/05277. 

35 

In a further preferred procedure, the modified support and the reaction product are metallocene 
and organometallic compound are brought into contact with one another in suspension at from 
0 to 100**C, preferably from 10 to 40**C. for from 30 minutes to 10 hours, preferably from 1 to 
4 hours. The solvent is subsequently removed by evaporation at from 0 to lOO^'C, preferably from 
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60 to 90''C, and a pressure of from 0.01 to 100 mbar, preferably from 1.0 to 10 mbar, to give a 
free-flowing catalyst solid. 

It has been found to be advantageous to use the metallocene compound and flie aluminoxane In 
5 such amounts that the atomic ratio of aluminum from the aluminoxane compounds to the 

transition metal from the metallocene compound is in the range from 10:1 to 1000:1, preferably 
from 20:1 to 500:1 and in particular in the range from 30:1 to 400:1. 

The organometaliic compound of the formula (VIII) is preferably used in such an amount that the 
10 molar ratio of from the compound of the formula (VIII) to the transition metal from the 
metallocene compound of from 800:1 to 1:1, in particular from 200:1 to 2:1. 

The reaction mixture obtained in the process of the present invention after reaction of the modified 
support with the reaction product of metallocene and organometaliic compound is usually worked 

15 up further, preferably by drying of the solid, if a suspension is present, the solid can additionally 
be separated off from the liquid phase beforehand, for example by filtration. Drying is generally 
carried out at temperatures above room temperature. A vacuum is preferably applied during 
drying. The residual solvent content of the solid after drying should preferably be less than 
20% by weight, in particular less than 5% by weight The dried catalyst solid can be used as such 

20 or In resuspended form for the polymerization. Prefenred suspension media for resuspenslon are 
aliphatic solvents such as heptane or isododecane or high-boiling hydrocarbons such as v/hite oil. 

It Is also possible for the catalyst solid firstly to be prepolymerized with a-olefins, preferably linear 
C2-Cicr1-alkenes, in particular ethylene or propylene, and the resulting prepolymerized catalyst 
25 solid then to be used in the actual polymerization. The mass ratio of catalyst solid used in the 
prepolymerization to monomer polymerized onto it is usually in the range from 1:0.1 to 1:200. 

Furthermore, a small amount of an olefin, preferably an a-olefin, for example vinylcyclohexane, 
styrene or phenyldimethylvinylsilane, as modifying component, an antistatic or a suitable inert 
30 compound such as a wax or oil can be added as additive during or after the preparation of the 
supported catalyst system. The molar ratio of additives to organometaliic transition metal 
compound A) Is usually from 1:1000 to 1000:1, preferably from 1:5 to 20:1. 

The catalyst systems of the present invention which comprise the catalyst solids of the present 
35 invention are used, in particular, for the polymerization of olefins. The polymerization can be 
carried out in a known manner in bulk, in suspension, in the gas phase or in a supercritical 
medium in the customary reactors used for the polymerization of olefins. It can be carried out 
batchwise or preferably continuously in one or more stages. Solution processes, suspension 
processes, stirred gas-phase processes and gas-phase fluidlzed-bed processes are all possible. 
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As solvent or suspension medium, use is made of inert hydrocarbons, for example isobutane, or 
else the monomers themselves. 

The polymerization can be camed out at from -60 to SOO'^C and pressures in the range from 0.5 to 
5 3000 bar. Preference is given to temperatures in the range from 50 to ZOO^'C, in particular from 
60 to 100**C. and pressures in the range from 5 to 100 bar, in particular from 15 to 70 bar. The 
mean residence times are usually from 0.6 to 5 hours, preferably from 0.5 to 3 hours. Molar mass 
regulators, for example hydrogen, or customary additives such as antistatics can also be used in 
the polymerization. 

10 

The catalyst solids of the present invention have the advantage that despite a significantly 
reduced aluminoxane content, they have a very good productivity and lead to polymers having a 
good morphology and also do not form any deposits in the polymerization reactors during the 
polymerization. They can be prepared without complicated process steps such as a 
15 prepolymerization or multiple washing steps. 

Examples 

Example 1 

20 

a) Preparation of the catalyst solid 

8 g of a silica gel (XPO 2107 from Grace) which had been dried for 8 hours at 180X and 1 mbar 
was suspended in 65 ml of toluene under an N2 atmosphere. 14.7 ml of a 4.75 molar solution of 
25 methylaluminoxane (MAO; corresponding to 8.7 mmol of Al/g of Si02) in toluene were added to 
this suspension over a period of 30 minutes and the mixture was stirred for two hours. The solid 
was then filtered off and dried in a stream of nitrogen until it was free flowing. 

The silica gel which had been pretreated with MAO was placed in a Schlenk frit under inert 
30 conditions. In a separate flask, 230 mg of rac-dimethylsilanediylbis(2-methyM,5-benzindenyl}- 
zirconium dichloride were dissolved in 12 ml of a 2 molar solution of triisobutylaluminum in 
heptane (corresponding to 3.0 mmol of Al/g of SiOz) and 33 ml of toluene. After the solution had 
been stirred for another two hours, the pretreated silica gel in the Schlenk frit was carefully 
covered with it. After 15 minutes, the supernatant solution had drained. The outlet clock was 
35 closed and the silica gel was stirred thoroughly. After 1 hour, the residual solution was pushed 
through by means of nitrogen and the catalyst was dried to constant weight in a fluidizing stream 
of nitrogen. This gave 13.2 g of a bright yellow, free-flowing powder. 
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4 mmol of triisobutylaluminum (2 ml of a 2 molar solution in heptane) were placed in a dry 1 I 
autoclave which had been flushed with nitrogen. 350 g of liquid propylene were added and 50 mg 
of the catalyst solid prepared in Example la) was shot in by means of nitrogen via a lock, the 
autoclave was heated to 65*C and the polymerization was earned out at this temperature. After 
5 one hour, the polymerization was stopped by venting the residual propylene and the product was 
discharged through a bottom valve. This gave 205 g of pulverulent polypropylene having a good 
morphology (productivity: 4100 g of PP/g of catalyst). Subsequent inspection of the autoclave 
revealed no deposits or lumps. 

10 c) Polymerization in a 10 1 autoclave 

10 ml of triisobutylaluminum (2. molar solution in heptane) were introduced in a countercurrent of 
nitrogen into a dry 10 I autoclave which had been flushed v^h nitrogen. 410 mg of the catalyst 
solid prepared in Example 1a) and 7 1 of liquid propylene were subsequently added and the 

1 5 mixture was stirred at room temperature for about 1 0 minutes. The autoclave was subsequently 
heated to 65*'C and the polymerization was carried out at this temperature. After 1.5 hours, the 
polymerization was stopped by removal of the residual propylene and the product was discharged 
via a bottom valve. This gave 2540 g of pulverulent polypropylene having a good morphology 
(productivity: 6200 g of PP/g of catalyst). Subsequent Inspection of the autoclave revealed no 

20 deposits or lumps. 

Example 2 

Example 1 was repeated using only 8.8 mi of the 4.75 molar solution of MAO in toluene 
25 (corresponding to 5.2 mmol of Al/g of SiOa) in the preparation of the catalyst solid and 18 ml of the 
2 molar splution of triisobutylaluminum in heptane (corresponding to 4.5 mmol of Al/g of Si02) for 
preparing the solution of the metallocene. This gave 13.2 g of a bright yellow, free-flowing powder. 

The polymerization in the 1 I autoclave was carried out using 45 mg of the catalyst solid. The 
30 productivity was 3900 g of PP/g of catalyst inspection of the autoclave revealed no deposits or 
lumps. 

The polymerization in the 10 I autoclave was carried out using 500 mg of catalyst solid. The 
productivity was 5500 g of PP/g of catalyst. Inspection of the autoclave revealed no deposits or 
35 lumps. 

Example 3 

Example 1 was repeated using 8 ml of a 2 molar solution of diisobutylaluminum hydride in 
40 heptane (con-esponding to 2 mmol of Al/g of SiOa) in place of tiie 2 molar solution of 



wo 2004/055070 



17 



VEP2003/014265 



triisobutylaluminum in heptane for preparing the solution of the metallocene. This gave 12.8 g of a 
bright yellow, free-flowing powder. 

The polymerization was canied out only in the 1 I autoclave using 65 mg of the catalyst solid. The 
5 productivity was 3950 g of PP/g of catalyst Inspection of the autoclave revealed no deposits or 
lumps. 

Example 4 

10 8 g of the dried silica gel used in Example 1 were suspended In 65 ml of toluene under an N2 
atmosphere. 14.7 ml of a 4.75 molar solution of MAO (corresponding to 8.7 mmol of Al/g of SiOa) 
in toluene were added to this suspension over a period of 30 minutes, with the internal 
temperature not exceeding SO^'C. After stim'ng for 2 hours, the solid was filtered off and dried in a 
stream of nitrogen until it was free flowing. 

15 

The support which had been pretreated in this way was transferred to a flask which had been 
made inert. A solution of 230 mg of rao-dimethylsilanediylbis(2-methyl-4,5-benzindenyl)2irconium 
dichloride, 20 ml of toluene, 18 ml of a 1 molar solution of diisobutylaluminum hydride in heptane 
(corresponding to 2.25 mmol of Al/g of Si02) and 3 ml of a 2 molar solution of triisobutylaluminum 
20 in heptane (corresponding to 0.75 mmol of Al/g of Si02) were added thereto and the mixture was 
stirred for 2 hours. The solvent and excess aluminum alkyl was subsequentiy distilled off at 80°C 
in an oil pump vacuum. This gave 15.4 g of a bright yellow, free-flowing powder. 

The polymerization was carried out as in Example 1. The polymerization in the 1 I autoclave was 
25 carried out using 35 mg of the catalyst solid. The productivity was 4700 g of PP/g of catalyst. 
Inspection of the autoclave revealed no deposits or lumps. 

The polymerization in the 10 I autoclave was canied out using 350 mg of catalyst solid. The 
productivity was 8900 g of PP/g of catalyst. Inspection of the autoclave revealed no deposits or 
30 lumps. 

Example 5 

8 g of the dried silica gel used in Example 1 were suspended in 65 ml of toluene under an N2 
35 atmosphere. 14.7 ml of a 4.75 molar solution of MAO (corresponding to 8.7 mmol of Al/g of SiOa) 
in toluene were added to this suspension over a period of 30 minutes, with the internal 
temperature not exceeding 30''C. After stirring for 2 hours, a solution of 230 mg of rac- 
dimethylsilanedlylbis(2-mefliyl-4,5-benzindenyl)zlrconlum dichloride, 20 ml of toluene, 18 ml of a 
1 molar solution of diisobutylaluminum hydride in heptane (corresponding to 2.25 mmol of Al/g of 
40 Si02) and 3 ml of a 2 molar solution of blisobutylaluminum in heptane (conresponding to 
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0.75 mmol of Al/g of SiOz) were added thereto and the mixture was stirred for a further 2 hours. 
The solvent and excess aluminum alkyi was subsequently distilled off at 80''C in an oil pump 
vacuum. This gave 15.4 g of a bright yellow, free*flowing powder. 

5 The polymerization was carried out as In Example 1 . The polymerization in the 1 I autoclave was 
earned out using 40 mg of the catalyst solid. The productivity was 4500 g of PP/g of catalyst 
Inspection of the autoclave revealed no deposits or lumps. 

The polymerization in the 10 I autoclave was earned out using 360 mg of catalyst solid. The 
10 productivity was 7200 g of PP/g of catalyst Inspection of the autoclave revealed no deposits or 
lumps. 

Comparative Example A 

15 Example 1 was repeated using 9.4 ml of a 4.75 molar solution of MAO in toluene (con-esponding 
to 5.6 mmol of Al/g of SiOa) in place of the 2 molar solution of triisobutylaluminum In heptane for 
preparing the solution of tiie metallocene. This gave 15.0 g of a bright orange, free-flowing 
powder. 

20 The polymerization in the 1 I autoclave was earned out using 55 mg of the catalyst solid. The 
productivity was 4200 g of PP/g of catalyst Inspection of the autoclave revealed no deposits or 
lumps. 

The polymerization in the 1 0 I autoclave was carried out using 400 mg of catalyst solid. The 
25 productivity was 5500 g of PP/g of catalyst Inspection of Oie autoclave revealed no deposits or 
lumps. 

Comparative Example B 

30 8 g of tile dried silica gel used in Example 1 were suspended in 65 ml of heptane. 32 ml of a 

2 molar solution of triisobutylaluminum in heptane were added to this suspension over a period of 
30 minutes while stirring, with the internal temperature not exceeding SOX. After stirring for 
2 hours, the solid was filtered off, washed 3 times with 50 ml each time of toluene and dried in a 
stream of nitrogen until it was free flowing. 

35 

The further preparation of the catalyst solid was carried out as in Example 1 using the silica gel 
. which had been pretreated with triisobutylaluminum as described above, but 16.8 ml of a 
4.75 molar solution of MAO in toluene (corresponding to 10.0 mmol of Al/g of SiOa) were used in 
place of the 2 molar solution of triisobutylaluminum in heptane. This gave 12.0 g of a bright 
40 orange, free-flowing powder. 
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The polymerization was carried out only in the 1 I autoclave using 79 mg of the catalyst solid. The 
productivity was 1700 g of PP/g of catalyst Inspection of the autoclave revealed heavy deposits 
on the wall and stirrer and also lumps in the polypropylene powder. 

5 In all examples and comparative examples, a polymerization was carried out in a 1 1 autoclave 
and frequently also in a 10 I autoclave. \Nh\le the polymerization in the 1 I autoclave allows 
fundamental conclusions regarding the morphology of the polymers which can be prepared and a 
rough assessment of the productivity to be obtained, the polymerization in the 10 I autoclave 
allows clear differentiation between the individual catalyst solids, particulariy in the case of 

10 catalyst solids having a relatively high productivity. 

The results show that the catalyst solids of the present invention give a good morphology of the 
resulting polymer and an improved productivity despite a reduction in the amount of MAO or allow 
the amount of MAO used to be reduced significantiy while maintaining the same productivity. 
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We claim: 

1. A process for preparing a catalyst solid for olefin polymerization, comprising a finely divided 
support; an aiuminoxane and a metallocene compound, which comprises 

a) firstly combining the finely divided support with the aiuminoxane and subsequently 

b) adding the reaction product of a metallocene compound of the formula (i). 



10 



15 




(I) 



20 

where 

M is zirconium, hafnium or titanium, 

25 X are identical or different and are each, independently of one another, 

• hydrogen or halogen or a group -R. -OR, -OSO2CF3, -OCOR, -SR, 
-NR2 or-PR2, where R is linear or branched Ci-C2o-aikyl, C3-C20- 
cycloalkyi which may bear one or more Ci-Cio-alkyl radicals as 
substituents, C6-C2(raryl, Cr-Cacralkylaryl or Cr-Cao-arylaikyl and may 

30 contain one or more heteroatoms from groups 13 - 17 of the Periodic 

Table of the Elements or one or more unsaturated bonds, with the two 
radicals X also being able to be Joined to one another, 

L is a divalent bridging group selected from the group consisting of 

35 Ci-Cao-alkylidene, C3-C2o-cycloalkylidene, C6-C2o-arylidene, CrC2o- 

alkylarylidene and C7-C2o-arylalkylidene radicals which may contain 
heteroatoms from groups 13 - 17 of the Periodic Table of the Elements 
or is a silylidene group having up to 5 silicon atoms, 
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and are identical or different and are each, independently of one another, 
hydrogen or linear or branched Ci-C2(ratl(yl or C3-C2o-<^cloalkyl which 
may bear one or more Ci-Cio-aikyi radicals as sut>stituents, CffCzr^, 
C7-C4(raikylaryl or CT-C^o-arylallcyl and may contain one or more 
heteroatoms from groups 13 - 17 of the Periodic Table of the Elements 
or one or more unsaturated bonds, 

T and T are divalent groups of the fonnulae (il), (III), (IV), (V), (Vi) or (Vil). 



10 



15 




(II) 



'I 

r" 

(ill) 




20 



25 



(V) 




(VI) 



(VII) 



where 



30 



the atoms denoted by the symbols * and are in each case Joined to the atoms of 
the compound of the fbnmula (I) which are denoted by the same symbol, and 



and R° are identical or different and are each, independently of one another, 
hydrogen or halogen or linear or branched Ci-C2o-allcyl or C3-C20- 

35 cycioalkyi which may bear one or more CrCio*-alkyl radicals as 

substituents, C6-C4o-aryl, C7-C4o-alkylaryi or C7-C4o-aryIalkyl and may 
contain one or more heteroatoms from groups 13 - 17 of the Periodic 
Table of the Elements or one or more unsaturated bonds or two radicals 
R^ or R® and R® are joined to one another to form a saturated or 

40 unsaturated C3-C20 ring, 
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with at least one organometallic compound of the formula (Vill) 

M^(R\(R^(R% (VIII) 

5 where 

is an alkali metal, an alkaline earth metal or a metal of group 13 of the 
Periodic Table, 

10 is hydrogen, Ci-Cio-alkyl. Ca-Cio-cycloalkyI, Ce-Cig-aryl, alkylaryl or 

aryialkyi each having from 1 to 10 cartx>n atoms in the alkyi part and 
from 6 to 20 carbon atoms in the aryl part, 

R® and R® are each hydrogen, halogen, Ci-Cio-alkyl, CyCio-cydoalkyl, Ce-Cis-aryl, 
15 alkylaryl, aryialkyi or alkoxy each having from 1 to 10 carbon atoms in 

the alkyI part and from 6 to 20 carbon atoms in the aryl part, 

r is an integer from 1 to 3 

20 and 

s and t are integers from 0 to 2, where the sum r+s+t corresponds to the 
valence of M^, 

25 to the modified support 

2. A process for preparing a catalyst solid for olefin polymerization as claimed in claim 1, 
wherein the support used bears functional groups and the support and the amount of 
aluminoxane are selected so that essentially the total amount of the alumlnoxane used has 

30 reacted with the functional groups of the support 

3. A process for preparing a catalyst solid for olefin polymerization as claimed in clairp 1 or 2, 
wherein the organometallic compounds of the formula (VIII) which are used have at least 
one branched alkyI radical having from 1 to 10 carbon atoms or cycloalkyi radical having 

35 from 3 to 10 carbon atoms. 



4. 



A process for preparing a catalyst solid for olefin polymerization as claimed in claim 3, 
wherein the organometallic compound of the formula (VIII) which is used is 
triisobutylaluminum, diisobutylaluminum hydride or a mixture of the two compounds. 
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5. A process for preparing a catalyst solid for olefin polymerization as claimed in any of claims 
1 to 4, wherein each of the steps a) and b) Is carried out in suspension and the suspension 
medium is removed by evaporation after step b). 

5 6. A catalyst solid obtainable by a process as claimed in any of claims 1 to 5. 

7. A catalyst system for the polymerization of olefins, comprising a catalyst solid as claimed in 
claims. 

10 8. The use of a catalyst solid prepared as claimed in any of claims 1 to 5 for the 
polymerization of olefins. 

9. The use of a catalyst system as claimed in claim 7 for the polymerization of olefins. 

15 10. A process for the polymerization of olefins using a catalyst system as claimed in claim 7. 
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